Furthermore, MacMillan has demonstrated that SOMO--mediated trapping of cyclopropane containing enamines also favors the ring--closed form, and has documented that they undergo reversible ring--opening. 2 The latter is particularly germane since it involves a radical cation and is likely most similar to the radical cation involved in this transformation.
•Galvinoxyl trap:
The use of galvinoxyl in this reaction leads to 9% yield of product with the remainder of the mass balance found in methyl cinnamate. A control experiment revealed that galvinoxyl is not a competent oxidant in the absence of the nitro--pyridine N--oxide. 
S--4 •Isolation of the reduced nitroarene by--product:
In several instances, we have observed nitrosoarenes formed from partial reduction of the nitroarene. In an effort to quantify this by--product, we used 4--cyano--nitrobenzene whose products of reduction have been previously characterized. 3 In the event, the reaction generated the diazene--N--oxide in 54% yield. This implies that the nitroso dimer (diazene dioxide) is a competent oxidant as well and substoichiometric amounts of nitroarene may be occasionally sufficient to generate product.
•Cis and trans enals as probes of radical intermediates: As described in Scheme 3 in the manuscript, cis and trans pentenal (1l) deliver the opposite major enantiomer at ambient temperature but the same major enantiomer at 65 °C. We further note that a reaction conducted with stoichiometric catalyst results in identical yields and enantioselectivities to that conducted with 10 mol% catalyst. These results argue that there is enantioconvergence at elevated temperatures, most likely due to the interception 
Synthesis and Characterization of Triazolium Salts
Triazolium Salt (5d):To a flame--dried flask with magnetic stir bar was added (S)--5--(((tert--butyldimethylsilyl)oxy)diphenylmethyl)pyrrolidin--2--one (2.28 mg, 6.0 mmol, 1.0 equiv). The flask was then evacuated and back--filled with argon. Dichloromethane (30 mL) and trimethyloxonium tetrafluoroborate (883 mg, 6.0 mmol, 1.0 equiv) were then added via powder funnel. The heterogeneous mixture was stirred at room temperature until the reaction was homogeneous (about 5 hours). Pentafluorophenyl hydrazine (1.18 g, 6.0 mmol, 1.0 equiv) was added in one portion and the mixture was stirred for 18 hours at which point dichloromethane was removed in vacuo. The resulting yellow oil was then dissolved in acetonitrile (30 mL) and trimethylorthoformate (4 mL). This solution was refluxed in an oil bath for 24 hours. After 24 hours the solvent was removed in vacuo and the desired product was recrystallized in EtOAc to yield triazolium salt (5d) (1. Trizolium Salt (5g): (S)--5--(5--hydroxynonan--5--yl)pyrrolidin--2--one (1.5 g, 6.5 mmol, 1 equiv) was dissolved in CH 2 Cl 2 (80 mL) and cooled to 0 °C in an ice bath. Trifluoromethanesulfonic acid tert--butyldimethylsilyl ester (3.4 mL, 15 mmol, 2.33 equiv) and 2,6--lutidine (3.2 mL, 20 mmol, 3 equiv) were added dropwise to the cooled solution. The solution was allowed to stir at 0 °C for 1.5 hours and then allowed to warm to room temperature and stir for 12 hours. After 12 hours the reaction was cooled to 0 °C and quenched with 80 mL saturated ammonium chloride and extracted 3 x 80 mL EtOAc, dried over sodium sulfate, and concentrated in vacuo to quantitatively yield (S)--5--(5--((tert--butyldimethylsilyl)oxy)nonan--5--yl)pyrrolidin--2--one as a colorless oil. To a flame--dried flask with magnetic stir bar was added crude (S)--5--(5(S)--5--(5--((tert--butyldimethylsilyl)oxy)nonan--5--yl)pyrrolidin--2--one (2.23 g, 6.5 mmol, 1.0 equiv). The flask was then evacuated and back--filled with argon. Dichloromethane (25 mL) and trimethyloxonium tetrafluoroborate (961 mg, 6.5 mmol, 1.0 equiv) were then added via powder funnel. The heterogeneous mixture was stirred at room temperature until the reaction was homogeneous (about 6 hours). Pentafluorophenyl hydrazine (1.28 mg, 6.5 mmol, 1.0 equiv) was added in one portion and the mixture was stirred for 12 hours at which point dichloromethane was removed in vacuo. The resulting yellow oil was then dissolved in acetonitrile (25 mL) and trimethylorthoformate (8 mL). This solution was refluxed in an oil bath for 24 hours. After 24 hours the solvent was removed in vacuo and the desired product was recrystallized from EtOAc to yield triazolium (5g) (675 mg, 16 %) as a white solid. 
